Experimental
Synthesis
Literatur: Benzylazide, 1 and pyTz 2 were prepared following procedures from the respective references. 1-(2-hydroxyethyl)-1H-pyrrole-2,5-dione was prepared in a three-step synthesis from furan, maleic anhydride and 2-aminoethanol. 3 cis-5-Norbornene-endo-2,3-dicarboxylic anhydride 4 and cis-5-Norbornene-exo-2,3-dicarboxylic anhydride 5 were prepared from Diels-Alder reactions of maleic anhydride and freshly distilled cyclopentadiene.
Synthesis of endo, endo 3-((prop-2-yn-1-yloxy)carbonyl)bicyclo[2.2.1]hept-5-ene-2-carboxylic acid (endo-2) 6 A 100 mL Schlenk flask equipped with magnetic stir bar was filled with 1.12g (6.822 mmol, 1 equiv.) cis-5-Norbornene-endo-2,3-dicarboxylic anhydride. After addition of 20 mL dry DCM and 50 µL triethylamine, 887 µL (15.01 mmol, 2.2 equiv.) propargyl alcohol was added dropwise at room temperature. The mixture was heated to reflux for 48 h. Afterwards the mixture was concentrated in vacuo and the colourless residue was recrystallized from cyclohexane. To a solution of 1.5 g (9.14 mmol, 1 equiv.) of cis-5-Norbornene-exo-2,3-dicarboxylic anhydride in 30 mL dry DCM, 66 µL triethylamine were added followed by dropwise addition of 1.17 mL (20.1 mmol, 2.2 equiv.) propargyl alcohol at room temperature. Then, the reaction mixture was heated to reflux for 48 h (45°C bath temperature). Afterwards, the mixture was concentrated in vacuo and the colourless residue was recrystallized from cyclohexane. Yield: 1.7 g (7.72 mmol, 84.5%) of a white solid. Figure S4 : 13 C-NMR spectrum of exo-2
750 mg (3.41 mmol, 1 equiv.) of 5a were dissolved in 3.49 mL (40.9 mmol, 12 equiv.) oxalyl chloride (DMF?) and stirred at room temperature for 3.5 h before the residual chlorination agent was removed. Afterwards, the solid residue containing the acid chloride was dissolved in 15 mL dry DCM. After addition of 480 mg (3.4 mmol, 1 equiv.) of compound 3 and 471 µL (3.4 mmol, 1.5 equiv.) Et 3 N the red mixture was stirred overnight. On the next day the solution was diluted with 40 mL EtAc and extracted with 40 mL HCl (2M), 40 mL NaHCO 3 , was washed with 40 mL brine, dried over sodium sulfate and concentrated in vacuo to obtain a yellow oil. The product was purified by column chromatography (DCM/MeOH 50/1 780 mg (3.54 mmol, 1 equiv.) of carboxylic acid 5b was dissolved in 3.63 mL (42.5 mmol, 12 equiv.) oxalyl dichloride and stirred at room temperature for 2 h before the residual chlorination agent was removed in vacuo. Afterwards the residue containing the acid chloride was dissolved in 15 mL dry DCM. After addition of 499 mg (3.54 mmol, 1 equiv.) of compound 3 and 786 µL (5.32 mmol, 1.5 equiv.) Et 3 N the red mixture was stirred overnight. On the next day the solution was diluted with 20 mL EtAc and extracted with 20 mL HCl (2M), 20 mL NaHCO 3 , was washed with brine, dried over sodium sulfate and concentrated in vacuo to obtain a yellow oil. The product was purified by column chromatography (DCM/EtAc 10/1). Approximately 26 % of the trans-isomer were formed which was estimated using the characteristic signal at 6.07 (m, 1H, H-6/H-5) ppm ( Figure S7 ). Figure S8 : 13 C-NMR spectrum of exo-3
"Click" reactions
Copper-catalyzed azide-alkyne reaction 68 mg (0.198 mmol, 1 equiv.) of endo-4a were dissolved in 1.5 mL dichloromethane and 750 µl (0.220 mmol, 1.1 equiv.) of a 0.2912 mM solution of (azidomethyl) benzene in DMF (prepared by nucleophilic exchange of benzylbromide with NaN 3 ) were added, followed by addition of aqueous solutions of copper(II)sulphate (0.05 equiv, 0.01 mmol, 1.82 mg, 0.5 mL) and sodium ascorbate (0.15 equiv, 4.34 mg, 1mL). The reaction progress was monitored by TLC and after full consumption of 4a was detected, the reaction mixture was worked up by adding 20 mL of H 2 O. The aqueous layer was extracted with 2x 20mL dichloromethane and the organic phase was dried over sodium sulphate and evaporated to dryness. Michael thiol-ene reaction For the thiol-ene click reaction, 10 mg (0.03 mmol, 1 equiv) of endo-4a were dissolved in 1 mL DCM. After addition of 7.24 µL (0.03 mmol, 1 equiv) dodecanethiol and 10 µL Et 3 N, the reaction was finished within two hours. The solvent was evaporated and a slightly yellow oil remained which was dried in vacuo and directly transferred into an NMR tube. 
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